5.
. Crystallographic data and structure refinement details for compounds 1 and 2. 
X-Ray crystallography.
X-ray single-crystal diffraction data were collected on a Bruker Apex II CCD with Mo-Kα radiation (λ = 0.7173 Å) using ω-2θ scan method. The crystal structures were solved by direct method and refined by full-matrix least-square techniques on F 2 using the SHELXTL crystallographic software package [1] .
All of the non-hydrogen atoms were refined anisotropically. The hydrogen atoms of organic ligands were placed in geometrically calculated positions and refined using the riding model. The crystallographic data and structure refinement parameters of compounds 1 and 2 are given in Table S1 , while selected interatomic bond lengths and angles with their estimated standard deviations are given in Table S2 .
Catalytic reactions.
The catalytic reactions were carried out in 25 mL stainless steel high-pressure reactor. The activated catalyst (63.5 mg, about 2 mol %, based on Tb 2 clusters) together with the epoxide (20 mmol) and co-catalyst of tetra-n-tertbutylammonium bromide (n-Bu 4 NBr, 161.1 mg, 0.5 mmol, 2.5 mol %) were transferred to the reactor immediately. The reactor was pressurized with CO 2 up to 1.0 MPa and stirred at 70 °C for 12 h. When the reaction was completed, the reactor was quickly cooled in ice water. For the catalyst recycling test, the catalyst was isolated by filtration and washed several times with EtOH and CH 2 Cl 2 to fully remove the substrates, then dried under vacuum and reused in another catalytic experiment. The yield of product was determined by 
